. Single-crystal XRD derived ORTEP diagrams for dipyrenylpyridines. S3 Figure S2 . PXRD data for pyrenylpyridines. Figure S3 . Molecular packing of dipyrenylpyridines in the unit cells derived from single-crystal XRD.
S4 Figure S4 . Calculated (at B3LYP/def2-TZVP level) spatial distribution of frontier molecular orbitals of DPPs. Figure S9 . Fluorescence decay curves of pyrenylpyridines solid films monitored at emission maxima with a 1.5 nm band pass and excitation at 375 nm. Figure S12. Photoluminescence and electroluminescence (in OLED device) of 2,4,6-TPP in solid state.
S8

Synthesis of dipyrenylpyridines
The three dipyrenylpyridine compounds, i.e., 2,4-DPP, 2,6-DPP, and 3,5-DPP were synthesized using a one-step Suzuki coupling reaction between respective bromopyridines and 1pyrenylboronic acid. Synthesis of 2,4-DPP is described here as a representative protocol that is applied to the synthesis of all dipyrenylpyridines. An Airfree flask was charged with 2,4dibromopyridine (126 mg, 0.53 mmol), 1-pyrenylboronic acid (285 mg, 1.16 mmol), and tetrakis(triphenylphosphine)palladium(0) catalyst (60 mg, 0.05 mmol) inside a glove box.
Afterwards, 1,4-dioxane (60 mL, degassed for 30 min) and aqueous K 2 CO 3 (0.2 M, 15 mL, degassed for 30 min) were added to the flask while purging with argon. The resulting mixture was stirred at 80 °C for 72 h under argon atmosphere in the sealed flask, followed by chloroform extraction. The combined organic layers were washed several times with brine solution and DI water, and then dried using anhydrous magnesium sulfate. The solvent was removed in vacuo, and the crude product was purified using flash column chromatography on silica gel (eluent hexanes:
ethyl acetate ratio of 9:1 v/v) three times. After solvent evaporation, 2,4-DPP was obtained as a yellow powder (154 ±11 mg, yield 61±4%). In the case of the 2,6-DPP and 3,5-DPP, molar ratios of dibromopyridine and 1-pyrenylboronic acid were maintained at 0.53:1.16 and synthesis protocols were identical to that of 2,4-DPP. 2,6-DPP was obtained as a pale-yellow powder (163 ±14 mg, yield 64 ±6% and 3,5-DPP was obtained as a light brown powder (156 ±7 mg, yield 61 ±3%). 72, 149.79, 135.58, 134.56, 131.56, 131.52, 131.42, 130.93, 130.87, 128.74, 128.41, 128.29, ), 128.20, 128.17, 128.00, 127.80, 127.47, 127.43, 127.33, 127.18, 126.32, 126.07, 125.67, 125.42, 125.35, 125.01, 124.87, 124.79, 124.43, 123. 136.58, 131.43, 130.94, 129.60, 128.75, 127.99, 127.92, 127.88, 127.46, 126.01, 125.35, 125.13, 125.07, 124.88, 124. MHz, ppm): δ 149. 48, 139.71, 136.75, 133.17, 131.46, 131.36, 130.90, 128.82, 128.37, 128.06, 127.77, 127.35, 126.29, 125.60, 125.27, 125.06, 124.90, 124.81, 124.34 . 70, 149.92, 135.87, 134.67, 131.60, 131.44, 130.96, 130.89, 128.90, 128.50, 128.43, 128.19, 128.15, 128.11, 127.95, 127.46, 127.34, 126.31, 126.03, 125.80, 125.69, 125.40, 125.21, 125.12, 125.09, 124.95, 124.84, 124 .41. S10 Figure S13 . HRMS spectra of pyrenylpyridines.
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